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IN THE SPECIFICATION: 



Page 1, before line 1, insert 



--This application is a 371 of PCT FR00/01753, filed June 
23, 2000. -- 
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IN THE CLAIMS 



Claims 1 to 8 and 12 to 14 are amended. 



--1. (Amended) A compound of the formula 




wherein 

M is an element of group 12 of the Periodic Table; 

r m is selected from the group consisting of hydrogen, 

halogen, alkyl, cycloalkyl, aryl, alkoxy, 
cycloalkoxy, aryloxy, alkylthio, cycloalkylthio, 
^arylthio, amino, alkylamino, dialkylamino, 
cycloalkylamino, di (cycloalkyl) amino, 
alkyl (cycloalkyl) amino, arylamino, diarylamino, 
alkylarylamino and (cycloalkyl.) arylamino ; 



2 



1! o oi :l *a t. <B „ ,:t f? H? O n ;i 



A and B are independently selected from the group 
consisting of carbon chain of 2 to 4 carbon atoms, 
optionally substituted by at least one member of 
the group consisting of substituted or non- 
substituted alkyl, cycloalkyl, and aryl , the 
substituent is selected from the group consisting 
of halogen, alkyl, nitro and cyano; 

L x and L 2 are independently -E 15 (R15)- in which E 15 is an 

element of group 15 of the Periodic Table and R 15 is 
selected from the group consisting of hydrogen, 
substituted or non-substituted alkyl, cycloalkyl 
and aryl, in which said substitutent is selected 
from the group consisting of halogen, alkyl, nitro 
and cyano or -E 14 RR'R" in which E 14 is an element of 
group 14 of the Periodic Table and R, R' and R" are 
independently selected from the group consisting of 
hydrogen, substituted or non- substituted alkyl, 
cycloalkyl, aryl, alkoxy, cycloalkoxy, aryloxy, 
alkyl thio, cycloalkylthio and arylthio, in which 
the substituents are at least one member of the 
group consisting of halogen, alkyl, nitro and 
cyano; or -S0 2 Q in which Q is selected from the 
group consisting of halogen, alkyl, haloalkyl and 
aryl optionally substituted by at least one 
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substituent selected from the group consisting of 
alkyl, haloalkyl and halogen; 

L 3 is -E' 15 (R' 15 ) (R n 15 ) or -E 16 (R 16 ) in which 

E' 15 is an element of group 15 of the Periodic Table 
and 

E 16 is an element of group 16 of the Periodic Table 
and 

R' 15 and R M 15 and R 16 are, independently, selected 
from the group consisting of hydrogen, substituted 
or non- substituted alkyl, cycloalkyl and aryl , in 
which the substituents are at least one member of 
the group consisting of halogen, alkyl, nitro and 
cyano or -E' 14 TT'T M in which E' 14 is an element of 
group 14 of the Periodic Table and T, T' and T" are 
independently selected from the group consisting of 
hydrogen, substituted or non-substituted- alkyl, 
cycloalkyl, aryl, alkoxy, cycloalkoxy, aryloxy, 
alkylthio, cycloalkylthio and arylthio, in which 
said substitutents are at least one member of the 
group consisting of halogen, alkyl, nitro and 
cyano; or -S0 2 Q' in which Q' is selected from the 
group consisting of halogen, alkyl, haloalkyl and 
aryl optionally substituted by at least one member 
of the group consisting of alkyl, haloalkyl and 
halogen. -- 
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2. (Amended) A compound of claim 1, in the form of a monomer 
or a dimer. 

3 . (Amended) A compound of claim 1 wherein 
R M is alkyl; 

A and B are, independently, a carbon chain of 2 to 4 
carbon atoms ; 

Li and L 2 are, independently, -E 15 (R 15 )- in which E 15 is 
nitrogen or phosphorus and R 15 is hydrogen or -E 14 RR' R" in 
which E 14 is carbon or silicon and R, R' and R" are, 
independently, hydrogen or alkyl; 

L 3 is -E' 15 (R' 15 ) (R M 15 ) in which E' 15 is nitrogen or 
phosphorus, and R' 15 and R" 15 are, independently, hydrogen 
or -E ' 14 TT' T M in which E' 14 is carbon or silicon atom and 
T, T' and T" are independently, hydrogen or alkyl. 

4. (Amended) A compound of claim 1 wherein M is zinc. -- 
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■5. (Amended) A compound of claim 1 wherein 

R M is methyl; 

A and B are, independently, a carbon chain of 2 carbon 
atoms ; 

L x and L 2 are, independently, -E 15 (R 1S )- in which E 15 is 
nitrogen and R 15 is selected from the group consisting of 
hydrogen, methyl, ethyl, propyl, isopropyl and -E 14 RR'R» 
in which E 14 is silicon and R, R' and R" are, 
independently, selected from the group consisting of 
hydrogen, methyl, ethyl, propyl and isopropyl; 

L 3 is -E' 15 (R' 15 ) (R" 15 ) in which E' 15 is nitrogen, and R' 15 
and R" 15 are, independently, selected from the group 
consisting of hydrogen, methyl, ethyl, propyl, isopropyl 
and -E' 14 TT'T" in which E' l4 is silicon and T, T'and T" 
are, independently, selected from the group consisting of 
hydrogen, methyl, ethyl, propyl, and isopropyl. -- 

6 . (Amended) A compound of claim 1 which is 

- [Me 3 SiN (H) CH 2 CH 2 N (Me) CH 2 CH 2 NSiMe 3 ] ZnMe ; or 

- [Me 3 SiN (H) CH 2 CH 2 N (H) CH 2 CH 2 NSiMe 3 ] ZnMe . - - 
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-7. (Amended) A compound of claim 6 in dimer form. -- 

-8. (Amended) A process for the preparation of a compound of 

claim 1, comprising reacting a compound of the formula 

(L 1 -A-L 2 -B-L 3 )-, Y + (I) 

wherein L l7 A, L 2 , B and L 3 are defined as claim 1 and Y is 
hydrogen or metal or a metallic with a compound of the formula 

\ 

MR M Z (II) 

in which M and R M are defined as in claim 1 and Z is a parting 
group, to obtain a compound of claim 1. 

-12. (Amended) A process for the preparation of block or 

random copolymers, or polymers which comprises contacting at 
least one monomer, a chain initiator and/or a regulator, a 
polymerization catalyst and optionally a polymerization 
solvent, at a temperature between ambient temperature and 
250°C, for a few minutes to 300 hours, wherein the chain 
initiator and/or the regulator and the polymerization catalyst 
are a compound of claim 1 . - - 
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13. (Amended) The process of claim 12, wherein the monomer is 
selected from the group consisting of epoxides, and cyclic 
esters . * - - 

14. (Amended) A polymer or copolymer prepared by the process 
of claim 12 . 

Cancel claims 9 to 11 and add the following claims. 

15. In a process for the polymerization or copolymerization 
of heterocycles , the improvement comprising using as the 
polymerization catalyst a compound of claim 1. 

16. The process of claim 15 wherein the heterocycle is 
propylene oxide . - - 

17. In a process for the polymerization or copolymerization 
of cyclic esters, the improvement comprising using as the 
polyermization catalyst a compound of claim 1. -- 

18. The process of claim 17 wherein the cyclic ester is that 
of lactic acid and/or glycolic acid. -- 
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REMARKS 



The amendments is submitted to insert reference to the PCT 



application, to remove multiple dependency from the claims and to 



comform the claims to the American 



practice . 



Respectfully submitted, 
Bierman, Muserlian & Lucas 



Charles A/~Muserlian # 19,683 
(Attorney for Applicant 
Telephone No. 212-661-8000 
New York, New York 10 016 
Tel. # (212) 661-8000 



By: 




Encl : 



Marked-up copy of Amended Claims 
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-This Application is a 371 of PCT FROO/01753, 
filed June 23, 2000.- 531 RetfdPCT/r 2© HFC^OlJ 1 

POLYMERISATION CATALYSTS 



( 



2 R M 



B v >3 (1) 



t 



The present invention relates to new compounds having an element of group 12 and 
having a tridentate ligand, a process for their preparation and their use in particular as 
polymerization catalysts. 

The use of derivatives having an element of group 12 but having porphyrin type ligands 
5 (lnoue, Acc. Chem. Res., (1996) 29, 39) as catalysts for the polymerization of heterocycles 
is already known. 

However, it has been shown that each type of catalyst used for the polymerizations or 
copolymerizations, produces different polymers or copolymers respectively (Jedlinski et 
al., Macromolecules, (1990) 191, 2287; Munson et al., Macromolecules, (1996) 29, 8844; 

10 Montaudo et al., Macromolecules, (1996) 29, 6461). The problem is therefore to find new 
catalytic systems in order to obtain new polymers or copolymers, and more particularly 
block copolymers. The use of catalytic systems allows control of the chain formation of 
monomers leading to specific copolymers having the appropriate properties. This is 
particularly useful for biocompatible copolymers, the biodegradation of which is 

15 influenced by this chain formation. 



Therefore a subject of the invention is the products of general formula 1 



I 9% 

I I I 



i 



in which Hi 
20 M r^pre^ents an element of group 12; 

R M represents the hydrogen atom, a halogen atom, or an alkyl, cycloalkyl, aryl, 

alkoxy, cycloalkoxy, aryloxy, alkylthio, cycloalkylthio, arylthio, amino, §| 
alkylamino, dialkylamino, cycloalkylamino, di(cycloalkyl)amino, 
alkyl(cycloalkyl)amino, arylamino, diarylamino, alkylarylamino or !|C 
25 (cycloalkyl)arylamino radical; 



CLAIMS 



be 



l/'^mpound^of general formula^" 



to— r m 

>3 (1) 



M 




ffErescnte an element of group 12(f^ {l^fM^xJlU^ 

ents-the hydrogen s^m, ^ halogen atom, e*-aa alkyl, cycloalkyl, aryl, 
alkoxy, cycloalkoxy, aryloxy, alkylthio, cycloalkylthio, arylthio, amino, 
alkylamino, dialkylamino, cycloalkylamino, di(cycloalkyl)amino^ 
lkyl(cycloalkyl)amino, arylamino, diarylamino, alkylarylamino 



i^g 6 sul)Stituted or non-substituted 



on-J^feiefe-smd substituent is halogen 




_ Jcycloal kyl)arylamino 

^^^ceseBLlr^pendentlypa carbon chain of 2 to 4 carbon atoms, optionally 
substituted by/one ©M^ai^otjl: 
alkyl, cycloalkyl ^ff aryl -r adi c ak 
a tom, an alk yl, nitro m cyano istffeeml; 

j^p^es^it, independently, ^gfO^-oM&^mk^a -E,,(Ri5)- in which 
, an element of group ISj&T ^^<^J~7Z^ 

iegj^3etrts--the hydrogen ^^sra^-ons-H^-^^ or 
n-substituted alkyl, cycloalkyl ^arvl 4^dieals-, in which said substituent is 
halogen afem, j*n alkyl, nitro wcyano tadied; a-radicaf of formu la- 
-EmRR'R" in which E M is an element of group 14/and R, R' and R" -K^es^T, 
ndgpendently,^ hydrogen atoaa^oiL^i^^ substituted {by 



onH^ or more ide nti^n l o r dtffererTl snbstitnents)- or non-substituted alkyl, 
cycloalkyl, aryl, alkoxy, cycloalkoxy, aryloxy. alkylthio, cycloalkylthio ^ 
arylthio radicals, in which id substituenfcw £ halogen atom, ft* alkyl, nitro 
jgfrcyano radical; or «-^dicai-of-fo«¥rt4a -S0 2 Q in which Q ref*ese»ts-a- 
halogen aUm, a» alkyl, haloalkyl or aryl nadisaff optionally substituted by 




if- 



- I j - 



15 



20 



25 



30 



{ one of m&fe substituentj chosen from the Jalkyl, haloalkyl and halogen 



U 



is 



kidii fc rently r epr es e nts - a -^etip-e^ferw^ -E , IS (R , I5 )(R" I5 ) or -E, 6 (R, 6 ) in 
which 



E'i, is an element of group 15jand 



R* R'V and R, 




i^pjtexhtr independentl>^th€ hydrogen atoaii-ofie--^fUhe 




foUawiftg substituted^h^Lon^-w^^ai^^ * 
non-substituted alkyl, cycloalkyl &v aryl *adiea4s, in which sai4 substituengis*^x<_y^ [■ 
halo gen -atom, i^e alkyl, nitro*^ cyano *adi&ai; - a radical of form life ~ / ! 

-E\ 4 TTT M in which E'„ is an element of group^T^d T, T and T" ^epres^, * 
independentlyjthe- hydrogen^ atoa^j^sfte-e f t he fo lto^gg substituted ,(&5^- 
ojie~-or mo re identical nr d ifeo xm^- r aihr.tituentrrV or non-substituted alkyl, 
cycloalkyl, aryl, alkoxy, cycloalkoxy, aryloxy, alkylthio, cycloalkylthio 
arylthio jiadieafe, in wtftch said sulosMuenk is halogen ^a^wT^e alkylfnitro 
J&?cyano^Fa^^l; or .a radical nf formula -SQ 2 Q' in whi ch Qy^pre^ftU-a^ 
halogen «tesn, £n alkyl, haloalkyl m&e»L optionally substituted by«3*jb<*J)~ 

one or^mr^^ fi^m-^ths alkyl, haloalkyl and halogen 

r adicals ? 



2. \(£ompound^ of foiwttte^^SefH?^ claim 1, ehfH^ete4se4Jx^^ 
in the form of a monomer or a dimer. 

3. j j£ompound$ of - g e neral -fonTTatTTT-c^^ claim^ 1 to 2, charaeteftsed-Trr 
R M t^pi^seils-an alkyl-geottp; 

A and B r^pfeslkt, independently, a carbon chain of 2 to 4 carbon atoms; 
L, and L 2 jt^pFeee«4-, independently, a^dica^offemuia -E, 5 (R 15 )- in which E, s is # nitrogen 
or phosphorus ate*n and R,< r e pr es ents a hydrogen ^fiMr a-4^idi cal of formula -E M RR'R" 
in which E t4 ^e^sents-a- carbon or silicon afega and R, R and R" rep^s^m, independently, 
the hydrogen atom or aft alkyl radical; 

L,*e}**^ft^^ -E , „(R , I5 )(R ,, I5 ) in which E' l5 is fi nitrogen or phosphorus 

^erii, and R'„ and R H , S i^esin*, independently, # hydrogen atom or a-cadi-caLotf ermtt4^ - 
— E'hTTT" in which E\ 4 ro^reseSs a carbon or silicon atom and T, T and T" j^pSS^t, 
independently, the hydrogen a4?esn or a« alkyl sadiea!. 



A «- 

4/ (pompound^ of ge* 
<tkat M rewellrrts-a zinc atsart. 



iej±in-o«e-of claim? 1 teJLy-char a ot eri - zed i n -" 




- 14 - 



A a, 

5.) ffompoundjpof gcucj^l fo rmu l a - l - -as -dgfin£dJiL-xme^^ clairr^ 1 4Q-.4, ciiaj^texizs€Hn 



;I £3 O :l «3 :l t> 7" , .1 P P O G J 



>3 

R M repp^sejrts-a methyl .radical; 

A and B^epmseftt, independently, a carbon chain of 2 carbon atoms; 
5 L, and L 2 r epresent -, independently, a radical of formu fa -E ls (R l5 )- in which E l5 is z nitrogen 
atom and R l5 re^sems^a- hydrogen atek, 9* methyl, ethyl, propyl, isopropyl ^adiaaP^-ft- 
tadk^J--e4^e«mila ~E 14 RR'R" in which E M r ep r esen te-a silicon atesa- and R, R' and R" 
j^psesei ^ independently, tfe e hydrogen a4@mis^ty methyl, ethyl, propyf^St^isopropyl radiefri; 
S/W^ p^preg&nis-a ra di c al .^fbmutla -E , 1S (R' I5 )(R ,, )5 ) in which E f l5 is nitrogen atem, and R\ s 



15 



20 



25 




and R" ,, represent, independently,^ hydrogen atern, # methyl, ethyl, propyl, isopropyl 
tadieaJ-©4^xadLcal-o^-lS«4uJa -E'„TTT" in which E' M r-eptesifUs-a- silicon aie*n and T, T 



andJ T" reprls^t, independently,^ thg. hydrogen ata*»-©M* methyl, ethyl, propyl cff"?sopropyl 
F&d+cal'. 

6. } £ompoundp of gener a l form tria-i-as- defined in &ae~of claims 1 4e-4^ndxWe<^ftd ing 
to-th e - following - fe fmttfaer 

- [Me 3 SiN(H)CH 2 CH 2 N(Me)CH 2 CH 2 NSiMe 3 ]ZnMe; 

- [Me,SiN(H)CACH 2 N(H)CH 2 CH 2 NSiMe,]ZnMe. 

A- o 

7. l(2ompoundyB of-ftHmuia-+^^ claim 6, Ghar-acterised-m- - that - th ey-afe-presemga 
in dimer form. 



8. /Process for the preparation of ^he -products of - general 



la 1 asjl efLae44yr claim 1 , 



c haraetcrized in thai a product of formula I — 

(L,-A-L 2 -B-L 3 )- , Y+ (I) 

in - whim L l5 A, L 2 , B and L 3 K**^ j\y* mr n tTincs in d ka t ffd -hrHnirn 1 and Y r epresents the- 
hydrogen^-aS^-a metal or a-metallic gpowrvi^coaeted with a p*^5et of formula & 



MR M Z (II) 



in which M and R M have^Jie^rn^iii^s i nd i ca ted-tri claim 1 and Z repe&ssftts a parting 
group, i»-w4er to obtain a p£e#5et of formula^ 



30 



9. Use of , ^e products of formula 1 as defined in any one of claims 1 to 7, as 
polymerization or^opolymerization catalyst. 

10. Use according to ctajm 9 for the polymerization or copolymerization of heterocycles, 
in particular epoxides such as^propylene oxide. 



11. Use according to claim 9, for the polymerization or copolymerization of cyclic esters, 
in particular the polymer cyclic esters oHactic and/or glycolic acid. 



12. /rocess for the preparati^nofblock or random copolymers, or polymers which &m&sL ;M 
of jjn^ln^u^ contactyvvSfi one ©r mor e monomer?, a chain initiator and/or a regulator, a ; 
polymerization catalyst and optionally a polymerization solvent, at a temperature .* 
c omp r ised between ambient temperature and 250° C, for ^-duration rnmprised-49€iwsfen. a - 
few minutes 300 hours, said proccssxh^acfcr^zcd in that the chain initiator and/or the 
regulator and the polymerization catalyst are represented b^- t ho s ame compound whieh-ts- r v 

.rhnrm frnm ^ rnmpo nn d^&^dinp tn rlnimn 1 -trCT* J/isy> y 

13. ) Process aeeardrrrj-^ claim 12, Gh aractcrizod-m tha i the monomer ls^ehesen from the/ 
epoxides, t and in partietttar--propyieiTC-^^ esters, a nd in par - ticular the 
pxlLvmer cyclic esters oLL a etic and/o r glycoli c- ae kh — 

14. ^olymer^or copolymer^ vvh4el^ ^ acc3^dU^-ttr- 
Qfte-^f-claim^ 12jQ^-+37^ 
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The present invention relates to new compounds having an element of group 12 and 
having a tridentate ligand, a process for their preparation and their use in particular as 
polymerization catalysts. 

The use of derivatives having an element of group 12 but having porphyrin type ligands 
5 (Inoue, Acc. Chem. Res., (1996) 29, 39) as catalysts for the polymerization of heterocycles 
is already known. 

However, it has been shown that each type of catalyst used for the polymerizations or 
copolymerizations, produces different polymers or copolymers respectively (Jedlinski et 
al., Macromolecules, (1990) 191, 2287; Munson et al., Macromolecules, (1996) 29, 8844; 

10 Montaudo et al., Macromolecules, (1996) 29, 6461). The problem is therefore to find new 
catalytic systems in order to obtain new polymers or copolymers, and more particularly 
block copolymers. The use of catalytic systems allows control of the chain formation of 
monomers leading to specific copolymers having the appropriate properties. This is 
particularly useful for biocompatible copolymers, the biodegradation of which is 

15 influenced by this chain formation. 



Therefore a subject of the invention is the products of general formula 1 



c 



i 

h 0) 



~K4 R M 



in which 

20 M represents an element of group 12; 

R M represents the hydrogen atom, a halogen atom, or an alkyl, cycloalkyl, aryl, 

alkoxy, cycloalkoxy, aryloxy, alkylthio, cycloalkylthio, arylthio, amino, 
alkylamino, dialkylamino, cycloalkylamino, di(cycloalkyl)amino, 
alkyl(cycloalkyl)amino, arylamino, diarylamino, alkylarylamino or 

25 (cycloalkyl)arylamino radical; 
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A and B represent, independently, a carbon chain of 2 to 4 carbon atoms, optionally 

substituted by one or more of the following substituted (by one or more 
identical or different substituents) or non-substituted alkyl, cycloalkyl or 
aryl radicals, in which said substituent is a halogen atom, the alkyl, nitro or 
5 cyano radical; 

L! and L 2 represent, independently, a group of formula -E, 5 (R 15 ) - in which 
E H is an element of group 15 and 

R l5 represents the hydrogen atom; one of the following substituted (by one or 
more identical or different substituents) or non-substituted alkyl, cycloalkyl 

10 or aryl radicals, in which said substituent is a halogen atom, the alkyl, nitro 

or cyano radical; a radical of formula -E J4 RR'R n in which E 14 is an element 
of group 14 and R, R' and R" represent, independently, the hydrogen atom or 
one of the following substituted (by one or more identical or different 
substituents) or non-substituted alkyl, cycloalkyl, aryl, alkoxy, cycloalkoxy, 

15 aryloxy, alkylthio, cycloalkylthio or arylthio radicals, in which said 

substituent is a halogen atom, the alkyl, nitro or cyano radical; or a radical of 
formula -S0 2 Q in which Q represents a halogen atom, an alkyl, haloalkyl or 
aryl radical optionally substituted by one or more substituents chosen from 
the alkyl, haloalkyl and halogen radicals. 

20 L 3 indifferently represents a group of formula -E , IS (R' I5 )(R" I5 ) or -E I6 (R I6 ) in 

which 

E',5 is an element of group 15 and 
E 16 is an element of group 16 and 

R',5, R", 5 and R i6 represent, independently, the hydrogen atom; one of the 
25 following substituted (by one or more identical or different substituents) or 

non-substituted alkyl, cycloalkyl or aryl radicals, in which said substituent is 
a halogen atom, the alkyl, nitro or cyano radical; a radical of formula 
■E'uTTT in which E'h is an element of group 14 and T, T' and T" represent, 
independently, the hydrogen atom or one of the following substituted (by 
30 one or more identical or different substituents) or non-substituted alkyl, 

cycloalkyl, aryl, alkoxy, cycloalkoxy, aryloxy, alkylthio, cycloalkylthio or 
arylthio radicals, in which said substituent is a halogen atom, the alkyl, nitro 
or cyano radical; or a radical of formula -S0 2 Q' in which Q' represents a 
halogen atom, an alkyl, haloalkyl or aryl radical optionally substituted by 
35 one or more substituents chosen from the alkyl, haloalkyl and halogen 

radicals. 



In the definitions indicated above, the expression halogen represents a fluorine, chlorine, 
bromine or iodine atom, preferably chlorine. The expression alkyl preferably represents a 
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linear or branched alkyl radical having 1 to 6 carbon atoms and in particular an alkyl 
radical having 1 to 4 carbon atoms such as the methyl, ethyl, propyl, isopropyl, butyl, 
isobutyl, sec-butyl and tert-butyl radicals. 

The term haloalkyl preferably designates radicals in which the alkyl radical is as defined 
5 above and is substituted by one or more halogen atoms as defined above such as, for 
example, bromoethyl, trifluoromethyl, trifluoroethyl or also pentafluoroethyl. The alkoxy 
radicals can correspond to radicals in which the alkyl radical is as defined above. The 
methoxy, ethoxy, isopropyloxy or tert-butyloxy radicals are preferred. The alkylthio 
radicals preferably represent radicals in which the alkyl radical is as defined above such as, 
1 0 for example, methylthio or ethylthio. The alkylamino and dialkylamino radicals preferably 
represent the radicals in which the alkyl radical is as defined above such as, for example, 
methylamino or dimethylamino. 

The cycloalkyl radicals are chosen from saturated or unsaturated monocyclic cycloalkyls. 
The saturated monocyclic cycloalkyl radicals can be chosen from the radicals having 3 to 7 

15 carbon atoms such as cyclopropyl, cyclobutyl, cyclopentyl, cyclohexyl or cycloheptyl 
radicals. The unsaturated cycloalkyl radicals can be chosen from cyclobutene, 
cyclopentene, cyclohexene, cyclopentadiene and cyclohexadiene radicals. The cycloalkoxy 
radicals can correspond to radicals in which the cycloalkyl radical is as defined above. The 
cyclopropyloxy, cyclopentyloxy or cyclohexyloxy radicals are preferred. The 

20 cycloalkylthio radicals can correspond to radicals in which the cycloalkyl radical is as 
defined above such as for example cyclohexylthio. The cycloalkylamino and 
di(cycloalkyl)amino radicals can correspond to radicals in which the cycloalkyl radical is 
as defined above such as for example cyclohexylamino and di(cyclohexyl)amino. 

The aryl radicals can be of mono or polycyclic type. The monocyclic aryl radicals can be 
25 chosen from the phenyl radicals optionally substituted by one or more alkyl radicals, such 
as tolyl, xylyl, mesityl and cumenyl. The polycyclic aryl radicals can be chosen from the 
naphthyl, anthryl and phenanthryl radicals. The aryloxy radicals can correspond to radicals 
in which the aryl radical is as defined above. The phenoxy, 2,4,6-tritertiobutylphenoxy, 
tolyloxy or mesityloxy radicals are preferred. The arylthio radicals preferably designate the 
30 radicals in which the aryl radical is as defined above such as for example in phenylthio 
radicals. The arylamino and diarylamino radicals preferably designate radicals in which 
the aryl radical is as defined above such as, for example, phenylamino or diphenylamino 
radicals. 

The alkyl (cycloalkyl)amino radicals can correspond to radicals in which the alkyl and 
35 cycloalkyl radicals are as defined above such as, for example methyl(cyclohexyl)amino. 
The alkyl arylamino radicals preferably designate radicals in which the alkyl and aryl 
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radicals are as defined above such as, for example methylphenylamino. The 
(cycloalkyl)arylamino radicals can correspond to the radicals in which the cycloalkyl and 
aryl radicals are as defined above such as, for example (cyclohexyl)phenylamino. 

The compounds of formula 1 can be presented in the form of a monomer or of a dimer and 
5 more particularly the compounds of formula 1 in which M represents a zinc atom generally 
presented in dimer form. 

A more particular subject of the invention is the products of general formula 1 as defined 

above, characterized in that 

R M represents an alkyl radical; 
10 A and B represent, independently, a carbon chain with 2 to 4 carbon atoms; 

L, and L 2 represent, independently, a radical of formula -E 15 (R 15 )- in which E„ is a nitrogen 

or phosphorus atom and R l5 represents a hydrogen atom or a radical of formula -E I4 RR'R" 

in which E, 4 represents a carbon or silicon atom and R, R' and R M represent, independently, 

the hydrogen atom or an alkyl radical; 
15 L 5 represents a radical of formula -E , , 5 (R , }5 )(R M l5 ) in which E\ 5 is a nitrogen or phosphorus 

atom, and R' l5 and R" I5 represent, independently, a hydrogen atom or a radical of formula 

-E'uTT'T" in which E\ 4 represents a carbon or silicon atom and T, T' and T" represent, 

independently, the hydrogen atom or an alkyl radical. 

Preferably, M represents a zinc atom. Preferably also, R M represents a methyl radical; A 
20 and B represent, independently, a carbon chain with 2 carbon atoms; L, and L 2 represent, 
independently, a radical of formula -E.^R.s)- in which E,<, is a nitrogen atom and R l5 
represents a hydrogen atom, a methyl, ethyl, propyl, isopropyl radical or a radical of 
formula -E 14 RR'R" in which E l4 represents a silicon atom and R, R' and R n represent, 
independently, the hydrogen atom or a methyl, ethyl, propyl or isopropyl radical; L> 
25 represents a radical of formula -E' I5 (R , 15 )(R",5) in which E' l5 is a nitrogen atom, and R',s and 
R"i 5 represent, independently, a hydrogen atom, a methyl, ethyl, propyl, isopropyl radical 
or a radical of formula -E\ 4 TTT M in which E\ 4 represents a silicon atom and T, T and T M 
represent, independently, the hydrogen atom or a methyl, ethyl, propyl or isopropyl radical. 

More particularly, a subject of the invention is the products described hereafter in the 
30 examples, in particular the products corresponding to the following formulae: 

- [Me 3 SiN(H)CH 2 CH 2 N(Me)CH 2 CH 2 NSiMe3]ZnMe; 

- [Me 3 SiN(H)CH 2 CH 2 N(H)CH 2 CH 2 NSiMe 3 ]ZnMe. 

A subject of the invention is also a process for the preparation of the products of general 
formula 1 as defined above, characterized in that a product of formula I 
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(L,-A-L 2 -B-L 3 )-, Y+ (I) 

in which L,, A, L 2 , B and L 3 have the meanings indicated above and Y represents the 
hydrogen atom, a metal or a metallic group, is reacted with a product of formula II 
5 MR M Z (II) 

in which M and R M have the meanings indicated above and Z represents a parting group, in 
order to obtain a product of formula 1 as defined above. 

The reaction of a compound of general formula I with a compound of general formula II in 
order to obtain a compound of general formula 1, can be carried out under an inert 
10 atmosphere such as under a freon or argon atmosphere, in an aprotic solvent, at a 
temperature comprised between -90 and +50° C. The compounds I thus obtained are 
purified by standard purification methods. 

As aprotic solvent, aromatic hydrocarbons such as benzene, toluene; aliphatic 
hydrocarbons such as pentane, heptane, hexane, cyclohexane; ethers such as diethylether, 
1 5 dioxane, tetrahydrofuran, ethyltertiobutyl ether can be used. 

In the Compounds I, Y represents the hydrogen atom, a metal or a metallic group. The 
metallic group can be a compound of formula R m M, or R'" 3 M 2 in which R m represents a 
halogen atom, or indifferently, an alkyl, cycloalkyl, aryl, alkoxy, cycloalkoxy or aryloxy 
radical as previously defined, M, is a zinc or mercury atom or an alkaline-earth such as 
20 magnesium and M 2 a tin or lead atom; preferably, the metalhc group is chosen from the 
MgBr, ZnMe, SnMe 3 , SnBu 3 or PbMe 3 groups. The metal can be an alkali metal chosen 
from lithium, sodium or potassium. 

In the compounds II, Z represents a parting group such as a halogen atom, an alkyl, 
cycloalkyl, alkoxy, aryl, aryloxy, amino, alkylamino or dialkylamino group as previously 
25 defined, or also a methanesulphonyloxy, a benzenesulphonyloxy, p-toluenesulphonyloxy 
group. 

The starting products of formula I are known products or can be prepared from known 
products. For their synthesis, the following references can be mentioned: Cloke et a!., J. 
Chem. Soc, Dalton Trans. (1995) 25; Wilkinson and Stone, Comprehensive 
30 Organometallic Chemistry (1982) vol. 1, 557. 

The products of formula II are commercially available or can be manufactured by methods 
known to a person skilled in the art. 
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A subject of the invention is also the use of the products of formula 1 as defined above, as 
catalysts for carrying out (co)polymerization, that is to say of polymerization or 
copolymerization. Whilst carrying out (co)polymerization, the compounds according to 
the invention also play the role of chain initiator and/or of regulator. 

5 The compounds of formula 1 are particularly useful for carrying out the polymerization of 
heterocycles. The heterocycles can contain one or more heteroatoms of groups 15 and/or 
16, and have a size ranging from three to eight members. As an example of heterocycles 
corresponding to the previous formulation, epoxides, thioepoxides, cyclic esters or 
thioesters such as lactones, lactames and anhydrides can be mentioned. 

10 The compounds of formula 1 are also particularly useful for carrying out the 
(co)polymerization of cyclic esters. As an example of cyclic esters, the polymer cyclic 
esters of lactic and/or glycolic acid can be mentioned. Random or block copolymers can 
be obtained depending on whether the monomers are introduced together at the start of the 
reaction, or sequentially during the course of the reaction. 

15 A subject of the invention is also a process for the preparation of random or block 
copolymers, or polymers which consists of bringing into contact one or more monomers, a 
chain initiator and/or a regulator, a polymerization catalyst and optionally a polymerization 
solvent, said process characterized in that the chain initiator and/or chain regulator and the 
polymerization catalyst are represented by the same compound which is chosen from the 

20 compounds of formula (1 ) as defined above. 

The (co)polymerization can be carried out either in solution or in supercooling. When the 
(co)polymerization is carried out in solution, the reaction solvent can be the (or one of the) 
substrate(s) used in the catalytic reaction. Solvents which do not interfere with the 
catalytic reaction itself, are also suitable. As an example of such solvents, saturated or 
25 aromatic hydrocarbons, ethers, aliphatic or aromatic halides can be mentioned. 

The reactions are carried out at temperatures comprised between ambient temperature and 
approximately 250° C; the temperature range comprised between 40 and 200° C is most 
advantageous. The durations of the reactions are comprised between a few minutes and 
300 hours, and preferably between 5 minutes and 72 hours. 

30 This (co)polymerization process is particularly suitable for obtaining (co)polymers of 
cyclic esters, in particular the polymer cyclic esters of lactic and/or glycolic acid. The 
products obtained such as the biodegradable glycolic lactic copolymers, are advantageously 
used as a support in sustained release therapeutic compositions. The process is also 
particularly well suited to the polymerization of epoxides, in particular propylene oxide. 
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The polymers obtained are compounds which can be used for the synthesis of organic 
liquid crystals or also as semi-permeable membranes. 

The invention also relates to the polymers or copolymers which can be obtained by 
carrying out a process as described above. 

5 The following examples are presented to illustrate the above procedures and should in no 
way be considered as limiting the scope of the invention. 

Example 1 : [Me 3 SiN(H)CH 2 CH 2 N(H)CH 2 CH 2 NSiMe 3 ]ZnMe (in dimer form) 

4.3 g (17.7 mmol) of [(Me 3 SiN(H)CH 2 CH 2 ) 2 NH] and 30 ml of toluene are successively 
introduced into a Schlenk tube equipped with a magnetic stirrer and purged under argon. 

10 The reaction mixture is cooled down to -78 C, then 8.8 ml (17.7 mmol) of a 2M solution of 
ZnMe 2 in toluene is introduced. The reaction mixture is brought to ambient temperature 
then left under agitation for 18 hours at ambient temperature. After evaporating the 
solvent, an orange oil is obtained. The desired compound is isolated in the form of 
colourless crystals by crystallization at -20 C from pentane (5 ml) (yield 50 %). This 

15 compound is characterized by multinuclear magnetic resonance spectroscopy and X-ray 
diffraction (Figure 1 and Table 1 below). 

Example 2 : [Me 1 SiN(H)CH 2 CH 2 N(Me)CH 2 CH 2 NSiMe 3 ]ZnMe (in dimer form) 

1.1 g (4.2 mmol) of [(Me 3 SiN(H)CH 2 CH 2 ) 2 NMe] and 20 ml of toluene are successively 
introduced into a Schlenk tube equipped with a magnetic stirrer and purged under argon. 

20 The reaction mixture is cooled down to -78 C, then 2.1 ml (4.2 mmol) of a 2M solution of 
ZnMe 2 in toluene is introduced. The reaction mixture is brought to ambient temperature 
then left under agitation for 3 hours at ambient temperature. After evaporating the solvent, 
an orange oil is obtained. The desired compound is isolated in the form of white crystals 
by crystallization at -20° C from pentane (5 ml) (yield 50 %). This compound is 

25 characterized by multinuclear magnetic resonance spectroscopy. 

Example 3 : preparation of a poly(D,L-lactide) 

0.045 g (0.14 mmol) of [Me 3 SiN(H)CH 2 CH 2 -N(H)CH 2 CH 2 NSiMe 3 ]ZnMe and 100 ml of 
toluene are successively introduced into a Schlenk tube equipped with a magnetic stirrer 
and purged under argon. The reaction mixture is brought to 80°C. 6.24 g (43.2 mmol) of 
30 D,L-lactide is then added. The reaction mixture is left under agitation at 80 °C for 42 
hours. The polymer is characterized by carbon and proton NMR; the conversion of the 
monomer is 96 %. According to a GPC analysis (Gel Permea Chromatography) using a 
calibration carried out from polystyrene (PS) standards polystyrene standards of masses 
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761 to 400000, the sample is comprised of polymers having high masses 
(Mw = 40400 Dalton). 

Example 4 : preparation of a block (D,L-lactide / glycolide) copolymer 

0.15 g (0.43 mmol) of [Me 3 SiN(H)CH 2 CH 2 -N(Me)CH 2 CH 2 NSiMe 5 ]ZnMe, 3.50 g (24 
5 mmol) of D,L-Iactide and 80 ml of toluene are successively introduced into a Schlenk tube 
equipped with a magnetic stirrer and purged under argon. The reaction mixture is left 
under agitation at 85 °C for 18 hours. Proton NMR Analysis of the allows verification that 
the conversion of the monomer is greater than 94 %. 2.25 g (19.4 mmol) of glycolide is 
added over a period of 1 1 days to the previous solution maintained under agitation at 
10 80° C. Analysis of an aliquot by proton NMR shows that a copolymer is formed. The 
ratio of the signal integrals corresponding to the polylactide part (5.20 ppm) and 
polyglycolide part (4.85 ppm) is 4/1. According to a GPC analysis, using a calibration 
carried out from PS standards of masses of 761 to 400000, this copolymer is a mixture of 
macromolecules having similar masses (Mw/Mn = 1.63; Mw = 2960 Dalton). 

15 Example 5 : preparation of a random (D,L-lactide / glycolide) copolymer 

0.05 g (0.15 mmol) of [Me 3 SiN(H)CH 2 CH 2 -N(Me)CH 2 CH 2 NSiMe 3 ]ZnMe, 6.66 g (45 
mmol) of D,L-lactide and 1.53 g (13 mmol) of glycolide are successively introduced into a 
Schlenk tube equipped with a magnetic stirrer and purged under argon. The reaction 
mixture is heated to 180° C for 2 hours. The polymer is characterized by proton NMR; the 
20 conversion of monomers is total. The ratio of the signal integrals corresponding to the 
polylactide part (5.20 ppm) and the polyglycolide part (4.85 ppm) is 4/1. According to a 
GPC analysis, using a calibration carried out from PS standards of masses of 761 to 
400000, the sample comprises polymers with a polydispersity (Mw/Mn) of 2.27 and 
molecular weight (Mw) of 16271 Dalton. 

25 Example 6 : preparation of a random (D,L-lactide / glycolide) copolymer having a 
lactide/ glycolide composition close to 70/30 

0.024 g (0.073 mmol) of [Me 3 SiN(H)CH 2 CH 2 -N(H)CH 2 CH 2 NSiMe,]ZnMe, 1.98 g (13.6 
mmol) of D,L-lactide and 0.68 g (5.8 mmol) of glycolide are successively introduced into a 
Schlenk tube equipped with a magnetic stirrer and purged under argon. The reaction 
30 mixture is left under agitation at 180° C for 2 hours. Analysis by proton NMR allows 
verification that the conversion of the monomers is 98 % lactide and 100% glycolide. The 
ratio of the signal integrals corresponding to the polylactide part (5.20 ppm) and the 
polyglycolide part (4.85 ppm) the composition of the copolymer to be evaluated at 65% of 
lactide and 35% of glycolide. According to a GPC analysis, using a calibration carried out 
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from PS standards of masses 761 to 400000, this copolymer is a mixture of 
macromolecules (Mw/Mn = 2.84) of high masses (Mw = 34500 Dalton). 
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Tablc 1 : Lengths of the selected bonds (in Angstrom) and bond angles (in 
degrees) for the compound of Example 1 



Zn(l)-C(l) 


1.989(2) A 


C(5)-C(6) 


1.519(3) A 


Zn(l)-N(l) 


2.086(2) A 


C(6)-N(2) 


1.475 (3) A 


Zn(l)-N(2) 


2.145 (2) A 


N(2)-C(7) 


1.472 (3) A 


Zn(l)-N(1A) 


2.084 (2) A 


N(2)-C(7) 


1.472 (3) A 


N(l)-If(l) 


1.725 (2) A 


C(7)-C(8) 


1.519(3) A 


N(3)-If(2) 


1.711 (2) A 


C(8)-N(3) 


1.453 (3) A 


N(l)-C(5) 


1.483 (3) A 






N(l)-Zn(l)-N(2) 


85.1(1) ° 


Si(l)-N(l)-Zn(l) 


1 19.5 (1) (2) ° 


N(l)-Zn(l)-C(l) 


129.2(1)° 


Si(l)-N(l)-Zn(lA) 


120.8 (1) ° 


N(l)-Zn(l)-N(1A) 


93.7(1)° 


Si(l)-N(l)-C(5) 


112.7 (1) ° 


N(2)-Zn(l)-C(l) 


1 12.1 (1) ° 


Zn(l)-N(l)- 
Zn(lA) 


86.3 (1) ° 


N(2)-Zn(l)-N(1A) 


109.4 (4) ° 


Zn(l)-N(l)-C(5) 


106.2(1)° 


C(l)-Zn(l)-N(1A) 


120.1 (1)° 


Zn(lA)-N(l)-C(5) 


108.0(1)° 
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Fig. 1 
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CLAIMS 



1. Compounds of general formula 1 





, *~M R, 



■M 



U (i) 



5 in which 
M 

10 

A and B 

15 

L, and L 2 

20 



represents an element of group 12; 

represents the hydrogen atom, a halogen atom, or an alkyl, cycloalkyl, aryl, 
alkoxy, cycloalkoxy, aryloxy, alkylthio, cycloalkylthio, arylthio, amino, 
alkylamino, dialkylamino, cycloalkylamino, di(cycloalkyl)amino, 
alkyl(cycloalkyl)amino, arylamino, diarylamino, alkylarylamino or 
(cycloalkyl)arylamino radical; 

represent, independently, a carbon chain of 2 to 4 carbon atoms, optionally 
substituted by one or more of the following substituted or non-substituted 
alkyl, cycloalkyl or aryl radicals, in which said substituent is a halogen 
atom, an alkyl, nitro or cyano radical; 

represent, independently, a group of formula -E I5 (Ri5)- in which 
E| 5 is an element of group 15 and 

R 1S represents the hydrogen atom; one of the following substituted or 
non-substituted alkyl, cycloalkyl or aryl radicals, in which said substituent is 
a halogen atom, an alkyl, nitro or cyano radical; a radical of formula 
-EmRR'R" in which E )4 is an element of group 14 and R, R' and R" represent, 
independently, the hydrogen atom or one of the following substituted (by 
one or more identical or different substituents) or non-substituted alkyl, 
cycloalkyl, aryl, alkoxy, cycloalkoxy, aryloxy, alkylthio, cycloalkylthio or 
arylthio radicals, in which said substituent is a halogen atom, the alkyl, nitro 
or cyano radical; or a radical of formula -S0 2 Q in which Q represents a 
halogen atom, an alkyl, haloalkyl or aryl radical optionally substituted by 
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one or more substituents chosen from the alkyl, haloalkyl and halogen 
radicals; 

L :> indifferently represents a group of formula -E , „(R , iO(R"iO or -E, 6 (R, 6 ) in 

which 

5 E'js is an element of group 1 5 and 

E 16 is an element of group 16 and 

R' 1S , R"„ and R l6 represent, independently, the hydrogen atom; one of the 
following substituted (by one or more identical or different substituents) or 
non-substituted alkyl, cycloalkyl or aryl radicals, in which said substituent is 

10 a halogen atom, the alkyl, nitro or cyano radical; a radical of formula 

-E\ 4 TTT" in which E\ 4 is an element of group 14 and T, T and T" represent, 
independently, the hydrogen atom or one of the following substituted (by 
one or more identical or different substituents) or non-substituted alkyl, 
cycloalkyl, aryl, alkoxy, cycloalkoxy, aryloxy, alkylthio, cycloalkylthio or 

15 arylthio radicals, in which said substituent is a halogen atom, the alkyl, nitro 

or cyano radical; or a radical of formula -S0 2 Q' in which Q' represents a 
halogen atom, an alkyl, haloalkyl or aryl radical optionally substituted by 
one or more substituents chosen from the alkyl, haloalkyl and halogen 
radicals. 

20 2. Compounds of formula 1 as defined in claim 1, characterised in that they are presented 
in the form of a monomer or a dimer. 

3. Compounds of general formula 1 as defined in one of claims 1 to 2, characterised in 
that 

R M represents an alkyl group; 

25 A and B represent, independently, a carbon chain of 2 to 4 carbon atoms; 

L, and L 2 represent, independently, a radical of formula -E| 5 (R, S )- in which E, 5 is a nitrogen 
or phosphorus atom and R, 5 represents a hydrogen atom or a radical of formula -E l4 RR'R" 
in which E H represents a carbon or silicon atom and R, R and R" represent, independently, 
the hydrogen atom or an alkyl radical; 

30 L 3 represents a radical of formula -E , ,,(R', 5 )(R M I5 ) in which E\ 5 is a nitrogen or phosphorus 
atom, and R\ s and R M , 5 represent, independently, a hydrogen atom or a radical of formula - 
E'mTTT" in which E', 4 represents a carbon or silicon atom and T, T' and T" represent, 
independently, the hydrogen atom or an alkyl radical. 



4. Compounds of general formula 1 as defined in one of claims 1 to 3, characterized in 
35 that M represents a zinc atom. 
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5. Compounds of general formula 1 as defined in one of claims 1 to 4, characterized in 
that 

R M represents a methyl radical; 

A and B represent, independently, a carbon chain of 2 carbon atoms; 
5 L, and L 2 represent, independently, a radical of formula -E I5 (R )5 )- in which E IS is a nitrogen 
atom and R IS represents a hydrogen atom, a methyl, ethyl, propyl, isopropyl radical or a 
radical of formula -E M RR'R" in which E l4 represents a silicon atom and R, R' and R" 
represent, independently, the hydrogen atom or a methyl, ethyl, propyl or isopropyl radical; 
L 3 represents a radical of formula -E'^R'^XR'YO in which E\ 5 is a nitrogen atom, and R\ 5 
10 and R" l5 represent, independently, a hydrogen atom, a methyl, ethyl, propyl, isopropyl 
radical or a radical of formula -E\ 4 TTT M in which E\ 4 represents a silicon atom and T, T 
and T" represent, independently, the hydrogen atom or a methyl, ethyl, propyl or isopropyl 
radical. 

6. Compounds of general formula 1 as defined in one of claims 1 to 4 and corresponding 
1 5 to the following formulae: 

- [Me 3 SiN(H)CH 2 CH 2 N(Me)CH 2 CH 2 NSiMe 3 ]ZnMe; 

- [Me 3 SiN(H)CH 2 CH 2 N(H)CH 2 CH 2 NSiMe 3 ]ZnMe. 

7. Compounds of formula 1 as defined in claim 6, characterised in that they are presented 
in dimer form. 

20 8. Process for the preparation of the products of general formula 1 as defined in claim 1 , 
characterized in that a product of formula I 

(L,-A-L 2 -B-L 3 )- , Y + (I) 

in which L,, A, L 2 , B and L 3 have the meanings indicated in claim 1 and Y represents the 
hydrogen atom, a metal or a metallic group, is reacted with a product of formula II 
25 MR M Z (II) 

in which M and R M have the meanings indicated in claim 1 and Z represents a parting 
group, in order to obtain a product of formula 1 . 

9. Use of the products of formula 1 as defined in any one of claims 1 to 7, as 
polymerization or copolymerization catalyst. 

30 10. Use according to claim 9 for the polymerization or copolymerization of heterocycles, 
in particular epoxides such as propylene oxide. 

11. Use according to claim 9, for the polymerization or copolymerization of cyclic esters, 
in particular the polymer cyclic esters of lactic and/or glycolic acid. 
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12. Process for the preparation of block or random copolymers, or polymers which consist 
of bringing into contact with one or more monomers, a chain initiator and/or a regulator, a 
polymerization catalyst and optionally a polymerization solvent, at a temperature 
comprised between ambient temperature and 250° C, for a duration comprised between a 
few minutes and 300 hours, said process characterized in that the chain initiator and/or the 
regulator and the polymerization catalyst are represented by the same compound which is 
chosen from the compounds according to claims 1 to 7. 

13. Process according to claim 12, characterized in that the monomer is chosen from the 
epoxides, and in particular propylene oxide, or the cyclic esters, and in particular the 
polymer cyclic esters of lactic and/or glycolic acid. 

14. Polymers or copolymers which can be obtained by carrying out a process according to 
one of claims 12 or 13. 
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The present invention relates to new compounds having an element of group 12 and having 
a tridentate ligand, a process for their preparation and their use in particular as a 
polymerization catalyst. 
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